Detailed experimental procedures, copies of 1 H and 13 C NMR spectra, UV-vis spectra as well as the X-ray crystallography Complexation experiments of 5,10-dimethyl-5,10-dihydroboranthrene with Lewis bases 3. One-pot synthetic procedure of the bisborane-pyridazine complex 4. IEDDA reactions catalyzed by the air-stable bidentate Lewis acid catalyst B 5. UV-vis spectra 6. X-ray crystallography 7. References
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General information
All solvents were purchased from Fisher Scientific, Sigma-Aldrich or Acros and were used as received. Amines were distilled over calcium hydride before used. Aldehydes were distilled and stored over 4 Å molecular sieves. Technical grade solvents for extraction and column chromatography were bulb-to-bulb distilled prior to usage.
Air-sensitive reactions were set up using dry glassware in a glovebox, using Schlenk melting-point apparatus was utilized using a heating rate of 1 °C min −1 . All melting points were determined three times and are uncorrected. IR spectra were recorded on a Bruker IFS25 spectrometer using the attenuated total reflectance (ATR) method.
The bidentate bisborane Lewis acid catalyst 5,10-dimethyl-5,10-dihydrodiboraanthracene (A) was prepared according to the method described in the and the stated solvent were added under N 2 . Then, the phthalazine (1.00 equiv), dienophile (2.00 equiv; for enamines, generated in situ from aldehyde and amine)
were added subsequently. The reaction mixture was stirred at the given temperature.
After the reaction was finished, the solvent was removed. The remaining residue was purified by flash column chromatography over SiO 2 to obtain the product. 
2-(Naphthalen-2-yl)ethanol (5a) [1]
According to the general procedure (A), the catalyst B (7.1 mg, 25.0 μmol, 5.00 mol %), phthalazine (3, 66.4 mg, 0.500 mmol, 1.00 equiv), diglyme (0.6 mL), 2,3-dihydrofuran (4a, 70.1 mg, 75.6 μl, 1.00 mmol, 2.00 equiv) and N,N-diisopropylethylamine (200 μl) were stirred for 3 d at 170 °C. After evaporation of diglyme at 80 °C/10 mbar, the residue was purified by flash column chromatography to obtain the naphthalene 5a (14.6 mg, 17% was used. After unit cell determination, the reflection intensities were collected. The software of the diffractometer (Bruker Apex III) [10] was used for data collection, unit cell determination and processing of the raw data. Absorption correction was applied using SADABS [11] . The structure was solved by Direct Methods using SHELXS [12] , full matrix least squares refinement on |F²| using SHELXL-2016/6 [12] as implemented in the Olex2-program [13] was used for structure refinement.
All non-hydrogen atoms could be refined with anisotropic displacement parameters. EADP constraints were used for the refinement of some of the ethylacetate molecules. All hydrogen atoms could be refined using AFIX codes of SHELXL. The program Diamond was used for graphical representations [14] . The CCDC reference number is 1567302. 
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